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(54) HOSE 

(57) A hose which comprises an inner layer (1) and 
an outer layer (2) surrounding the periphery of the inner 
layer, wherein the inner layer is made of a thermoplastic 
olefin elastomer comprising polypropylene (PP) and an 
acrylonitrile/butadiene rubber (NBR), and the outer 
layer is made of a thermoplastic olefin elastomer com- 
prising polypropylene (PP) and an ethylene/propyt- 
ene/diene rubber (EPDM). The elastomer constituting 
the inner layer preferably contains 1 to 5 wt.% stabilizer 
comprising an amine compound or a mixture of a 
thioether compound and a hindered phenol compound. 
These elastomers desirably have a JIS A hardness of 
60 to 90 as measured according to JIS K6301. 
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Description 
TECHNICAL FIELD 

5 [0001] The present invention relates to hoses, particularly to car hoses, for example, car hoses for use as a positive 
crank case ventilation hose, a vacuum regulator valve hose, a cruise control vacuum hose, and a brake vacuum hose, 
various industrial mechanical hoses, and the like. 

BACKGROUND ART 

10 

[0002] For a conventional vacuum hose used for cars, generally, a two-layer structured hose is used in which 
epichlorohydrin rubber (ECO) superior in heat resistance and oil resistance, acrylonitrile-butadiene rubber (NBR) or the 
like is used in an inner layer, and chlorosulfonated polyethylene (CSM) superior in wear resistance is used in an outer 
layer. Since these rubber hoses are heavy, and a rubber kneading process and a vulcanizing process are necessary, a 
15 manufacture process is complicated and it is difficult to reduce costs. Moreover, since different materials forming the 
two-layer structure cannot be separated, they cannot be recycled or used. 

[0003] In recent years, from requests for the saving of resources and the lightening of cars, instead of the rubber 
hoses, for example, resin hoses have been used in which nylon (PA)6, or nylon (PA)12 is used in sensing hoses, and 
the like. The conventional resin hose is molded by extruding one type of resin into one layer. 

20 [0004] However, although the conventional resin hose is of one type of material, and can be recycled, its flexibility 
is insufficient, and the hose cannot directly be inserted or attached to an opponent component like the rubber hose. 
Moreover, not only the resin hose is inferior in inserting property as described above, but also the resin hose has to use 
a quick connector (O ring seal) or a seal agent to secure the sealing property equal to that of the rubber hose. Another 
problem is that the conventional resin hose is inferior to the rubber hose in flexibility and vibration absorption. 

25 [0005] This invention has been developed in consideration of the above-described present situation, and an object 
thereof is to provide the following hose. 

[0006] Specifically, an object of the present invention is to provide a hose which is superior in flexibility and vibration 
absorption, which can directly be inserted and attached to the opponent component, and which can secure a sealing 
property. 

30 [0007] Moreover, an object of the present invention is to provide a hose which intends to be reduced in weight and 
cost. 

[0008] Furthermore, an object of the present invention is to provide a recyclable hose. 
DISCLOSURE OF THE INVENTION 

35 

[0009] According to the present invention, there is provided a hose which comprises an inner layer as an inside 
layer and an outer layer disposed on the outer peripheral surface of the inner layer. An olefin thermoplastic elastomer 
comprising polypropylene (PP) and acrylonitrile-butadiene rubber (NBR) is used in the inner layer, and an olefin ther- 
moplastic elastomer comprising polypropylele (PP) and ethylene-propylene-diene rubber (EPDM) is used in the outer 

40 layer to perform molding. 

[0010] By forming the inner and outer layers by the above-described materials, a hose superior in oil resistance, 
fuel oil resistance, and heat resistance can be obtained, and additionally by employing a low specific-weight material, 
lightening can be realized. Moreover, since the whole is of the same olefin thermoplastic elastomer, the vulcanizing 
process is unnecessary, and the manufacture can be performed only by extrusion molding. Therefore, since the reduc- 

45 tion of the manufacture processes lowers the processing cost, the cost of the product can be reduced. Moreover, since 
the whole is formed of a thermoplastic resin, not by combining the thermoplastic resin and rubber as in the conventional 
art, the product is subjected to a thermal processing (post-processing) so that the configuration of the product can freely 
be changed (bend processing). Furthermore, since the whole is constituted of the thermoplastic material, it can be recy- 
cled, and reused as the resin material by melting or pelletizing the product. 

so [001 1] Moreover, it is preferable to add an amine stabilizer, or a stabilizer formed of a mixture of thioether and hin- 
dered phenol to the olefin thermoplastic elastomer. The addition of the stabilizer can further enhance the heat resist- 
ance. The stabilizer is preferable in a range of 1 to 5 wt%. If it is 1 wt% or less, it does not act as the stabilizer, and if it 
is 5 wt% or more, kneading and mixing are difficult, and the stabilizer is possibly deposited on the surface. Moreover, 
the hardness of the olefin thermoplastic elastomer is preferably in a range of 60 to 90 in JIS A hardness. By setting the 

55 hardness to 60 to 90 in JIS A hardness, the hose inserting property, and hose extracting pressure can be enhanced. 
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BRIEF DESCRIPTION OF THE DRAWINGS 
[0012] 

5 Fig. 1 is a partially cut-away perspective view of a thermoplastic elastomer hose according to the present invention, 

Fig. 2 is a graph of a test result showing a hose inserting property, Fig. 3 is a graph of a test result showing a hose 
extracting pressure, Fig. 4 is a graph showing a change in hardness when a stabilizer is added, and Fig. 5 is a 
graph showing a change in elongation when the stabilizer is added. 

10 BEST MODE FOR CARRYING OUT THE INVENTION 

[0013] To describe a hose of the present invention in more detail, concrete embodiments will be described herein- 
after in detail. 

[0014] As shown in Fig. 1 , in an embodiment, an olefin thermoplastic elastomer comprising polypropylene (PP) and 
15 acrylonitrile-butadiene rubber (NBR) is used in an inner layer 1 as an inside layer, and an olefin thermoplastic elastomer 
comprising polypropylele (PP) and ethylene-propylene-diene rubber (EPDM) is used in an outer layer 2 to perform 
molding, which results from the following embodiment. Among the thermoplastic elastomers, the thermoplastic elas- 
tomer which can be used under an environmental condition for use as a car vacuum hose was tested as follows. A 
material was first tested. 

20 [0015] A test method was performed as follows. For normal physical properties, the hardness, tensile strength and 
elongation were measured according to a method of "J IS K6301 (vulcanized rubber physical test method) tensile, hard- 
ness test". Moreover, for the heat resistance, according to a method of "J IS K6301 (vulcanized rubber physical test 
method) aging test", the material was accelerated in deterioration by an air heating aging test of 120°C x 168 h, taken 
out of a test tank and left to cool down to a room temperature. Thereafter, the hardness, tensile strength and elongation 

25 were measured. Furthermore, for the oil resistance, according to a method of "J IS K6301 (vulcanized rubber physical 
test method) immersion test", a test piece was immersed in IRM903 and accelerated in deterioration by an immersion 
heating test of 120°C x 70 h. Thereafter, the volume change ratio was measured. 

[0016] Moreover, for the fuel oil resistance, according to the method of "JIS K6301 (vulcanized rubber physical test 
method) immersion test", the test piece was immersed in a test solution obtained by mixing 50 vol% of isooctane and 

30 50 vol% of toluene at the room temperature for 70 hours and accelerated in deterioration. Thereafter, the volume 
change ratio was measured. Additionally, for the ozone resistance, according to a method of "J IS K6301 (vulcanized 
rubber physical test method) ozone deterioration test*, the test piece was elongated by 20% and accelerated in deteri- 
oration by an ozone aging test with an ozone concentration of 50 pphm at a room temperature of 40°C for 250 hours. 
Thereafter, the test piece was taken out of the test tank, its visual appearance was observed, and the pres- 

35 ence/absence of cracks, or breakage was measured. 

[0017] Additionally, in the material constitution, in Example 1, "Santoprene 101-64" manufacture by AES Co. was 
used as the olefin thermoplastic elastomer comprising polypropylene (PP) and ethylene-propylene-diene rubber 
(EPDM). In Example 2, "Geolast 701-70" manufactured by AES Co. was used as the olefin thermoplastic elastomer 
comprising polypropylene (PP) and acrylonitrile-butadiene rubber (NBR). 

40 [0018] On the other hand, in Comparative Example 1, "LCS D-2620" manufactured by Denki Kagaku Kogyo K.K. 
was used as a polyvinyl chloride elastomer comprising polyvinyl chloride resin (PVC) and acrylonitrile-butadiene rubber 
(NBR). In Comparative Example 2, "S-TPAE A60" manufactured by Sekisui Chemical Co.. Ltd. was used as an amide 
elastomer comprising polyamide (PA) and polyethylene terephthalate (PET). Moreover, in Comparative Example 3 as 
rubber, acrylonitrile-butadiene rubber (NBR) heretofore used was used, and in Comparative Example 4 epichlorohydrin 

45 rubber (ECO) heretofore used was similarly used. 
[0019] Test results are as shown in Table 1 . 
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[0020] The test results show that the olefin thermoplastic elastomers shown in the examples are superior in heat 
resistance because crosslinking is completed by dynamic vulcanization. The olefin thermoplastic elastomer is generally 



4 



EP 1 059 479 A1 



constituted of polyethylene (PE) or polypropylene (PP) and ethylene-propylene rubber (e.g., EPDM, EPM, EBM). Since 
these materials are inferior in oil resistance and fuel oil resistance, they can be applied to the cover materials to which 
oil or fuel does not directly stick, but cannot be used as the inner-layer materials. However, since Example 2 is consti- 
tuted of the olefin thermoplastic elastomer of polypropylene (PP) and acrylonitrile-butadiene rubber (NBR), the oil 
5 resistance and fuel oil resistance are enhanced, and it can be found that the example is suitable as the inner-layer mate- 
rial. 

[0021] Subsequently, the hose was prepared using the olefin thermoplastic elastomer based on the above- 
described test results, and subjected to various tests as the vacuum hose. In Examples 3 and 4, the olefin thermoplastic 
elastomer comprising polypropylene (PP) and acrylonitrile-butadiene rubber (NBR) was used in the inner layer, and the 

w olefin thermoplastic elastomer comprising polypropylele (PP) and ethylene-propylene-diene rubber (EPDM) was used 
in the outer layer to perform the molding. The hardness of the inner layer was set to 74 in Example 3, and 84 in Example 
4 in JIS A hardness. Additionally, the inner diameter of the hose was set to about 3.0 mm, the outer diameter thereof 
was set to about 7.0 mm, and the thickness of the inner layer was formed to be substantially the same as that of the 
outer layer in the two-layer structure. 

15 [0022] The test method was performed as follows: 

[0023] For heat resistance, both ends of a test-piece hose cut in a length of about 150 mm were sealed and dete- 
rioration was accelerated by the air heating aging test of 120°C x 300 h. Subsequently, after the test piece was left to 
stand at the room temperature for three hours or more, the test piece was manually stretched, or bent by 180 degrees, 
and the presence/absence of tear, crack or breakage was confirmed. 

20 [0024] Moreover, for cold resistance, after the test-piece hose cut in the length of about 150 mm was left to stand 
in -40°C for five hours, the hose was bent by 180 degrees along a mandrel having an outer diameter ten times as large 
as that of the hose, and the presence/absence of cracks and breakage was confirmed. For pressure resistance, one 
end of the test-piece hose cut in the length of about 1 50 mm was sealed, the hose was pressurized to 1 4.7 1 x 1 0" 2 MPa 
from the other end thereof by N 2 gas, and held for five minutes, and the outer diameter change ratio was obtained. 

25 [0025] For negative pressure resistance, one end of the test-piece hose cut in the length of about 150 mm was 
sealed, a negative pressure was applied to -79.99 kPa from the other end of the hose, the hose was held for five min- 
utes, and then the outer diameter change ratio was obtained. 

[0026] Moreover, for the hose inserting property, the maximum load applied during insertion of the hose by about 
20 mm to a pipe for use in an actual car (outer diameter of 4.0 mm) was measured. Furthermore, for the hose extracting 
30 property, measured was the maximum load applied when the hose was inserted by about 20 mm and extracted from 
the pipe for use in the actual car (outer diameter of 4.0 mm). Additionally, for the hose weight, the hose weight of the 
above-described test piece was measured and the weight per 1 m was obtained. 
[0027] Test results are shown in Table 2. 
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[0028] The test results show that Examples 3, 4 have sufficient performances as the car vacuum hoses, and are 
reduced in weight as compared with Comparative Examples 7, 8. Moreover, these examples are superior in the hose 
inserting and extracting properties, and the hoses can directly be connected to the opponent components for use in the 
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same manner as in Comparative Examples 7, 8 without using any special method. Furthermore, it is found that the hose 
inserting and extracting properties are enhanced as the car vacuum hoses as compared with the single-layer constitu- 
tions of Comparative Examples 5, 6. Furthermore, in Examples 3, 4, since the hose was constituted of the same ther- 
moplastic elastomer of polypropylene, it can be recycled. 

[0029] Furthermore, the hose heat resistance was tested in detail by changing the temperature and time. The test- 
piece hose cut in the length of about 150 mm was sealed, and deterioration was accelerated by the air heating aging 
test under various conditions. Thereafter, after the test piece was left to stand in the room temperature for three hours 
or more, the test piece was manually stretched, or bent by 180 degrees, and the presence/absence of tear, crack, and 
breakage was confirmed. The reason why both ends of the test piece were sealed is that both ends are inserted to a 
nipple and used under actual car operation conditions and evaluation is therefore performed under the conditions close 
to those for practical use. Test results are shown in Table 3. 
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[0030] It is found from the test results that the present hose has an equal or higher heat resistance as the car vac- 
uum hose as compared with the comparative examples, or that by disposing the outer layer, the heat resistance is fur- 
ther enhanced as compared with Comparative Examples 5, 6 formed of the single layer. Additionally, the heat 
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resistance is enhanced in a wide temperature range, and the reliability as the hose is improved. 
[0031] For the hose inserting and extracting properties, the relation with JIS A hardness was measured by chang- 
ing the conditions in the same manner as for the above-described heat resistance. For the hose inserting property, the 
maximum load applied during the insertion of the hose by about 20 mm to the pipe (outer diameter of about 4.0 mm) 

5 for use in the actual car was measured. Additionally, the used pipes both with a bulge (outer diameter of about 5.0 mm) 
and without any bulge were measured. Moreover, for the hose extracting property, when the hose was inserted by about 
20 mm to the pipe (outer diameter of 4.0 mm) for use in the actual car, pressurized by N 2 gas, and extracted from the 
pipe, the pressure was measured. Additionally, the pipe with a lower extracting pressure and with no bulge was used, 
and the measurement atmosphere was in 25°C and 120°C. 

w [0032] Measurement results are shown in Fig. 2 and Table 4, and Fig. 3 and Table 5. Numeric values of Fig. 2 are 
shown in Table 4, and numeric values of Fig. 3 are shown in Table 5. 



Table 4 



^^^^^^^ Material 
hardness 
Measurement ^^^^^ 
pipe 


45 


55 


68 


74 


82 


96 


100 


With bulge 


64 


69 


88 


112 


157 


245 


294 


Without bulge 


56 


59 


75 


82 


118 


181 


226 



Unit: N 



Table 5 



Material 
hardness 
Measurement >^^^ 
temperature — 


45 


55 


68 


74 


82 


25°C 


0.294 


0.392 


0.490 


0.686 


0.981 


120°C 


0.098 


0.147 


0.294 


0.392 


0.490 



Unit: MPa 



40 

[0033] As shown in the above-described figures and tables, the hose inserting property is deteriorated with a higher 
material hardness. Furthermore, when the inserting force exceeds 150 N, it becomes difficult to insert the hose, and 
when it exceeds 226 N, it becomes impossible to insert the hose. Moreover, for the hose extracting property, the hose 
extracting pressure becomes smaller with a lower material hardness, and when the extracting pressure is 0.147 MPa 

45 or less, it becomes remarkably easy to extract the hose, and the reliability is deteriorated. 

[0034] From the above-described results, when the material hardness is in a range of 60 to 90, preferably 60 to 80 
in JIS A hardness, the inserting property is enhanced, the hose can directly be connected to the pipe, and the hose is 
also superior in extracting property. Additionally, for the material hardness, all the materials constituting the hose may 
be placed in the above-described range, but the apparent hardness obtained by combining the materials different in 

so hardness may be placed in the above-described range. Moreover, from the above-described results, the present hose 
is useful not only as the vacuum hose but also as a low-pressure hose for various industrial machines. 
[0035] Furthermore, assuming that the heat resistance was further enhanced when various stabilizers were added 
to the olefin thermoplastic elastomer for use in the inner layer of the hose, comprising the polypropylene (PP) and acry- 
lonitrile-butadiene rubber (NBR), the following test was performed. 

55 [0036] First, the olefin thermoplastic elastomer comprising polypropylene (PP) and acrylonitrile-butadiene rubber 
(NBR) with various stabilizers added thereto is extruded by a biaxial resin extruder to mold a pellet again. Additionally, 
for the material, "Geolast 701-70" manufactured by AES Co. was used as the olefin thermoplastic elastomer comprising 
polypropylene (PP) and acrylonitrile-butadiene rubber (NBR). Moreover, as shown in Table 6, for the stabilizer, "NAU- 
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GARD 445" manufactured by Shiraishi Calcium Co. was used as an amine stabilizer in Example 5, and "SEENOX 
1479S" manufactured by Shiraishi Calcium Co. was used as a stabilizer of a mixture of thioether and hindered phenol 
in Example 6. In Comparative Example 9, only the olefin thermoplastic elastomer was used without adding any stabi- 
lizer. 

5 



Table 6 



Blend 


Example 5 


Example 6 


Comparative Example 9 


PP/NBR 


100 


100 


100 


Stabilizer A 


3 






Stabilizer B 




2 




PP/NBR: Geolast 701-70 (manufactured by AES) 



15 

[0037] Subsequently, these pellets were injection molded by an injection molder to form a 3 mm thick sheet. There- 
after, a dumbbell-shaped No. 3 test piece was prepared according to J IS K6301 (vulcanized rubber physical test 
method) 3.2 test piece method. The test piece was accelerated in deterioration by the air heating aging test according 

20 to JIS K6301 (vulcanized rubber physical test method) heat aging test method. Subsequently, the temperature was set 
to 160°C, and the hardness change, tensile strength change, elongation change and presence/absence of cracks gen- 
erated when the test piece was bent by 180 degrees were confirmed as the heat resistance with the elapse of time. 
[0038] Various test results are shown in Tables 7 to 1 0. Table 7 shows the hardness change with the elapse of time, 
Table 8 shows the tensile strength change with the elapse of time, Table 9 shows the elongation change with the elapse 

25 of time, and Table 1 0 shows the result of material bending test with the elapse of time. Additionally, Fig. 4 shows Table 
7 in a graph, and Fig. 5 shows Table 9 in a graph. 



Table 7 





Example 5 


Example 6 


Comparative Example 9 


Initial 


(73) 


(72) 


(72) 


24h 


-2(71) 


+1(73) 


+5(77) 


48h 






-9(81) 


72h 


+8(81) 


+7(79) 


+15(87) 


120h 


+17(90) 


+17(89) 


+23(95) 


168h 


+24(97) 


+24(96) 


+25(97) 


240h 


+25(98) 


+26(98) 


+25(97) 


(point) 



45 



Table 8 





Example 5 


Example 6 


Comparative Example 9 


Initial 


(4.5) 


(4.2) 


(5.2) 


24h 


-4(4.3) 


+5(4.4) 


-12(4.6) 


48h 






-24(3.7) 


72h 


-13(3.9) 


-7(3.9) 




120h 








168h 
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Table 8 (continued) 





Example 5 


Example 6 


Comparative Example 9 


240h 








(%) 



Table 9 





Example 5 


Example 6 


Comparative Example 9 


Initial 


(230) 


(210) 


(240) 


24h 


-30(160) 


-24(160) 


-46(130) 


48h 






-71(70) 


72h 


-74(60) 


-71(60) 




120h 








168h 








240h 








(%) 



Table 10 





Example 5 


Example 6 


Comparative Example 9 


24h 


o 


o 


o 


48h 


o 


o 


o 


72h 


o 


o 


X 


120h 


X 


X 


X 


168h 


X 


X 


X 


240h 


X 


X 


X 



no trouble 
X: with trouble 



45 [0039] From the above-described test results, when the amine stabilizer, or the stabilizer of the mixture of thioether 
and hindered phenol was added to the olefin thermoplastic elastomer comprising polypropylene (PP) and acrylonitrile- 
butadiene rubber (NBR), as shown in Table 10 t no trouble occurred for 48 hours in Comparative Example 9, but no trou- 
ble occurred for 72 hours in Example 6, and it is therefore found that the heat resistance is enhanced by about 50%. 
[0040] Subsequently, the material evaluated based on the above-described test results was used to prepare the 

so hose on trial, and the heat resistance was evaluated on the hose. The test method first comprises subjecting the test- 
piece hose cut in the length of about 150 mm to the accelerated deterioration by the air heating aging test under various 
conditions. The method then comprises leaving these test hoses to stand in the room temperature for three hours or 
more, manually stretching or bending by 180 degrees the test pieces, and confirming the presence/absence of tear, 
crack or breakage. Test results are shown in Table 1 1 . 

55 
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Table 11 



15 



Item 


Example 7 


Example 8 


Comparative 
Example 10 


Hose constitu- 
tion 


Inner-layer material (thickness) 


PP/NBR/Stabi- 
lizerAHs73:1.0t 


PP/NBR/Stabi- 
lizerB Hs72:1.0t 


PP/NBR 
Hs74:1.0t 




Cover material (thickness) 


PP/EPDM 
Hs68:1.0t 


PP/EPDM 
Hs:68:1.0t 


PP/EPDM 
Hs68:1.0t 


Hose heat resist- 


120°C 


500h 


o 


O 


O 


ance 




750h 


o 


O 


X 




140°C 


150h 


o 


0 


O 






200h 


o 


O 


X 




160°C 


50h 


o 


0 


O 






75h 


o 


0 


X 



20 0:°° trouble 
X: with trouble 



[0041] From the above-described test results, when the amine stabilizer, or the stabilizer of the mixture of thioether 
25 and hindered phenol was added to the olefin thermoplastic elastomer comprising polypropylene (PP) and acrylonitrile- 
butadiene rubber (NBR), the heat resistance can further be enhanced as the hose, and a request for further heat resist- 
ance can be satisfied. 

POSSIBILITY OF INDUSTRIAL UTILIZATION 

30 

[0042] As described above, the hose of the present invention is suitable for extensive use as the car vacuum hose, 
various industrial machine hoses, and the like, such as the positive crank case ventilation hose, the vacuum regulator 
valve hose, the cruise control vacuum hose, and the brake vacuum hose. 

35 Claims 

1. A hose comprising an inner layer as an inside layer and an outer layer disposed on an outer peripheral surface of 
the inner layer, wherein an olefin thermoplastic elastomer comprising polypropylene (PP) and aery Ion itrile-butadi- 
ene rubber (NBR) is used in the inner layer, and an olefin thermoplastic elastomer comprising polypropylele (PP) 

40 and ethylene-propylene-diene rubber (EPDM) is used in the outer layer to perform molding. 

2. The hose according to claim 1 wherein a stabilizer is added to said olefin thermoplastic elastomer. 

3. The hose according to claim 2 wherein the stabilizer to be added to said olefin thermoplastic elastomer is an amine 
45 stabilizer. 

4. The hose according to claim 2 wherein the stabilizer to be added to said olefin thermoplastic elastomer is a stabi- 
lizer comprising a mixture of thioether and hindered phenol. 

so 5. The hose according to any one of claims 2 to 4 wherein the stabilizer to be added to said olefin thermoplastic elas- 
tomer is in a range of 1 to 5% by weight. 

6. The hose according to any one of claims 1 to 5 wherein a hardness of said olefin thermoplastic elastomer is in a 
range of 60 to 90 in J IS A hardness. 
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Fig.4 
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